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3,4,6-Tri-O-acetyl-2-deoxy-2-trifluoroacetamido-α-D-glucopyranose (4a)
Ethylenediamine (0.088 mL, 1.35 mmol) was added to a solution of 1a (0.5 g, 1.13 mmol) in tetrahydrofuran (28 mL) and glacial acetic acid (88 μL, 1.56 mmol). After stirring for 15 h H 2 O (15 mL) was added to the reaction mixture. Then it was extracted with CH 2 Cl 2 (3 x 30 mL). The organic extracts were combined, washed with 3% aq HCl, satd aq NaHCO 3 4.52; N, 3.49. Found: C, 42.06; H, 4.58; N, 3. 44.
3,4,6-Tri-O-acetyl-2-deoxy-2,2,2-trichloroethoxycarbonylamino-D-glucopyranose (4b)
This was synthesized analogously to 4a. The following amounts of the substrates were used:
1b (0.8 g, 1.53 mmol), ethylenediamine (0.12 mL, 1.84 mmol), tetrahydrofuran (39 mL) and glacial acetic acid (0.12 mL, 2.13 mmol). The crude white product (0.73 g) was crystallized
from AcOEt/hexane to afford 4b (0.62 g, white powder, 84%): R f 0.32 (α) and 0.17 (β) 4.26-4.22 (m, 2 H, H-5, H-6'), 4.15 (dd, 1 H, J 5,6 4.0, J 6,6' , 4.86; N, 3.22. Found: C, 55.43; H, 5.19; N, 3.04 . 72%) .
General procedure:
in anhydrous CH 2 Cl 2 (3 mL). Then, K 2 CO 3 (2 mmol) and (N-phenyl)-2,2,2-trifluoroacetimidoyl chloride (2 mmol) were added. The mixture was stirred at rt and monitored by TLC (solvent A). After stirring for 6-48 h the mixture was diluted with CHCl 3 (80 mL), filtered and S7 concentrated. The residue was chromatographed on silica gel. 
Reaction of 4b (0.25 g, 0.52 mmol), K 2 CO 3 (0.14 g, 1.04 mmol) and (N-phenyl)- 
Diosgenyl 3,4,6-tri-O-acetyl-2-deoxy-2-trifluoroacetamido--D-glucopyranoside (6a)
From 5a: A mixture of 5a (0.38 g, 0.66 mmol), diosgenin (0.19 g, 0.45 mmol) and 4 Å molecular sieves (1.5 g) in anhyd CH 2 Cl 2 (20 mL) was stirred at rt under N 2 for 30 min. Then TMSOTf (30 μL) was added and stirring at rt was continued. After 20 h the mixture was neutralized by Et 3 N, diluted with CHCl 3 (50 mL), filtered over the gel layer (MN Kieselgel 60) and washed with H 2 O (2 x 10 mL), satd aq NaHCO 3 (2 x 10 mL) and again H 2 O (10 mL).
Then it was dried over MgSO 4 , filtered and concentrated. Silica gel column chromatography S10
(solvent E) of the crude product afforded 6a as a white solid (0.31 g, 85%); results of all analyses are in agreement with those previously reported for the reaction with bromide [4] . General procedure for N-alkylation of 7
The appropriate amount of diosgenyl 2-amino-2-deoxy-β-D-glucopyranoside (7) [1] was dissolved in CHCl 3 /MeOH (1:1, v/v) and 1.2-fold excess of suitable aldehyde was added. The mixture was stirred for 0.5 h at rt. Then 2-fold excess of NaBH 3 CN was added and stirring was continued for 1-3 hours. The end of reaction was detected by TLC (solvents G-J). Then the mixtures were evaporated to dryness. The residue was chromatographed on silica gel.
Reaction of 3.83 (dd, 1 H, J 5, 6' 2.9, J 6, 6' 12.0 Hz, 3.70 (dd, 1 H, J 5, 6 5.4, J 6, 6' 12.0 Hz, 3.46 (dd, 1 H, J 2, 3 8.8, J 3, 4 10. 2 Hz, 3.37 (dd, J 3, 4 10.2, J 4, 5 9.3 Hz, 3.33 (m, 1 H, (t, C 26 -H a ), 2.31 and 2.00 (m, C 4 -2H), 1.20 (s, CH 3(19) ), 0.98 (d, CH 3(21) ), 0.80 (s, CH 3(18) ), 0.79 (d, CH 3(27) ) ; 2.9, J 6,6' 12. 2 Hz, 3.71 (dd, 1 H, J 5, 6 4.9, J 6, 6' 12.2 Hz, 2 H, 3.25 (m, J 5,6' 2.9, J 6,6' 11.7 Hz, H-6'), 3.72 (dd, 1 H, J 5, 6 4.9, J 6, 6' 11.7 Hz, Hz, H-4), 3.46 (dd, 1 H, J 5, 6 4.8, J 6, 6' 12.4 Hz, 3 H, 3(27) ); 13 C NMR (100 MHz): δ 103.32 (C-1), 79.42, 75.84, 74.99, (C-3, C-4, C-5) ,
